The commercially available reagents and solvents were used without further purification.
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Ph ALA ), 3.99 (t, 2H, J = 6.4 Hz, R-CH 2 O-Ar), 4.62 (t, 1H, J = 5.6 Hz, CH-N), 6.75 (d, 2H, J = 8.6 Hz, Ar), 7.91 (d, 2H, J = 8.6 Hz, Ar) ppm.
13 C NMR (75 MHz, CDCl 3 ): δ 14. 1, 22.8, 25.6, 29.5, 31.8, 36.5, 59.7, 68.6, 114.5, 125.8, 127.7, 128.7, 126.0, 133.0, 136.6, 162.8, 167.6, 174.5 
14
. 1, 18.1, 22.7, 26.1, 29.3, 29.4, 29.43, 29.6, 29.66, 29.7, 30.3, 31.9, 48.8, 69.4, 73.5, 77.2, 106.0, 128.1, 141.8, 153.2, 167.6, 176 .3 ppm. MP: 130-131°C.
General Procedure for the Synthesis of Azlactones (1a-j)
A solution of the corresponding N-Benzoyl Amino Acid (3.07 mmol) in dry dichloromethane (30 ml) is cooled at 0°C. Then, 1-(3-Dimethylaminopropyl)-3-ethylcarbodiimide hydrochloride (EDC .
HCl; 3.37 mmol) is added and the mixture is stirred for 45 min. After this time, 30 ml of dichloromethane and 30 ml of water are added successively and the phases are separated. Organic phase is washed with 30 ml of aqueous saturated solution of sodium bicarbonate and 30 ml of water. Then, combined organic phases are dried over anhydrous Mg 2 SO 4 , filtered and the organic solvent is evaporated under vacuum leading to the solid azlactone, that is used is the next reaction without further purification.
Azlactones 1a and 1f-h were prepared following general procedure and were previously described in the literature 1 or commercially available. 
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Synthesis of 2-(4-(hexyloxy)phenyl)-4-methyloxazol-5(4H)-one (1b).
The product was obtained following the standard procedure as a white solid without further purification (Yield=37%). 1 H NMR (300 MHz, CDCl3): δ 0.92 (t, 3H, J = 7.0 Hz, CH 3 -RO),
1.36 (m, 4H, R-CH 2 -R), 1.48 (m, 2H, R-CH 2 -R), 1.58 (d, 3H, J = 7.7 Hz, CH3-CHN),
1.81 (m, 2H, CH2-ROAr), 4.02 (t, 2H, J = 6.5 Hz, R-CH2O), 4.43 (q, 1H, J = 7.7 Hz, CH-N), 6.97 (d, 2H, J = 8.9 Hz, Ar), 7.92 (d, 2H, J = 8.9 Hz, Ar) ppm.
C NMR (75
MHz, CDCl3): δ 14. 4, 17.4, 22.9, 26.0, 29.4, 31.9, 61.3, 68.7, 77.6, 115.0, 118.2, 130.1, 161.7, 163.2, 179.7 22.7, 26.0, 29.3, 29.4, 29.5, 29.6, 29.67, 29.7, 29.73, 30.3, 31.9, 61.1, 69.3, 73.6, 77.2, 106.1, 120.2, 142.2, 153.3, 161.5, 179 .1 ppm. MP: 79-80°C. 25.6, 29.0, 31.5, 37.4, 66.4, 68.3, 114.2, 114.2, 114.3, 114.6, 117.7, 127.1, 128.4, 128.6, 128.9, 129.6, 129.7, 132.2, 135.4, 161.5, 162.8, 177.7 22.5, 25.6, 29.0, 31.5, 54.8, 68.3, 77.2, 114.3, 114.7, 117.7, 129.7, 126.9, 163.4, 176 .0 ppm. MP: 72-73°C. 
Synthesis of 4-benzyl-2-(4-(hexyloxy)phenyl)oxazol-5(4H)-one (1d
Synthesis of 2-(4-(cyano)phenyl)-4-methyloxazol-5(4H)-one (1i
General Organocatalytic Procedure
In an ordinary vial, a mixture of the triazolium salt 8a or 8b (0.008 mmol),
[60]fullerene (0.008 mmol) and NaH (60% in mineral oil, 10 eq.) in 1 ml of dry toluene is stirred for 10 min at rt, then azlactone 1a-j (0.016 mmol) is added. After 30 min reaction, the resulting brown solution is treated with DCC (1.1-3.0 eq.). 8, 25.0, 25.3, 25.6, 26.1, 26.2, 30.9, 32.1, 32.4, 32.6, 33.5, 50.6, 55.6, 78.4, 84.5, 90.9, 126.3, 129.2, 130.3, 134.3, 134.7, 136.4, 136.8, 137.8, 139.6, S8 139.8, 140.0, 140.1, 141.7, 141.8, 141.83, 141.9, 142.0, 142.1, 142.2, 142.4, 142.6, 142.65, 142.7, 142.8, 143.0, 143.1, 143.9, 144.3, 144.5, 145.1, 145.2, 145.3, 145.4, 145.5, 145.6, 145.7, 145.8, 145.9, 146.0, 146.1, 146.2, 146.4, 146.85, 146.9, 147.0, 147.1, 147.3, 148.7, 149.6, 152.0, 153.2, 153.3, 171.5, 172.0 4, 23.0, 25.1, 25.3, 25.7, 25.9, 26.1, 26.5, 26.6, 29.5, 31.2, 31.9, 32.3, 32.8, 32.9, 33.7, 50.9, 56.0, 68.5, 84.7, 90.9, 114.5, 127.3, 131.3, 134.6, 136.6, 136.9, 138.0, 139.9, 140.0, 140.4, 140.45, 142.3, 142.4, 142.5, 142.6, 142.7, 142.9, 143.0, 143.2, 143.5, 143.2, 143.3, 143.5, 144.3, 144.7, 144.8, 144.9,145.3, 145.4 ,145.5, 145.6, 145.7, 145.8, 145.8, 145.9, 145.97, 146.1, 146.2, 146.3, 146.34, 146.4, 146.46, 146.7, 146.7, 147.3,147.3, 147.4, 147.7, 149.3, 150.3, 152.5, 153.6 13 C NMR (75MHz, CDCl 3 ) δ 14. 2, 22.8, 24.9, 25.0, 25.4, 25.6, 26.2, 26.3, 29.5, 29.7, 29.8, 29.86, 30.5, 31.0, 32.0, 32.6, 33.4, 50.7, 55.8, 69.3, 73.5, 77.2, 108.2, 129.1, 134.2, 136.2, 136.5, 139.2, 139.6, 139.9, 140.0, 140.2, 141.7, 141.72, 141.75, 141.8, 141.9, 141.96, 141.99, 142.1, 142.2, 142.4, 142.6, 142.7, 142.78, 142.9, 143.0, 143.1, 143.9, 144.3, 144.5, 145.1, 145.3, 145.37, 145.4, 145.5, 145.6, 145.8, 145.9, 146.0, 146.1, 146.15, 146.4, 146.9, 147.0, 148.7, 153.2, 155.3, 158.2, 171.7, 171.9 21.5, 23.4, 23.7, 24.4, 24.7, 24.9, 25.0, 28.1, 29.8, 30.0, 30.5, 30.7, 31.7, 49.1, 51.5, 54.4, 67.1, 94.1, 113.1, 125.9, 126.2, 126.8, 129.8, 130.6, 133.8, 134.1, 135.2, 135.6, 136.5, 138.2, 138.8, 139.0, 139.2, 140.6, 140.7, 140.8, 140.9, 141.1, 141.2, 141.24, 141.27, 141.3, 141.6, 141.7, 141.71, 141.76, 141.8, 142.0, 142.1, 142.9, 143.2, 143.5, 144.1, 144.16, 144.2, 144.3, 144.4, 144.48, 144.5, 144.7, 144.8, 144.88, 144.9, 144.95, 145.0, 145.05, 145.09, 145.1, 145.3, 145.8, 146.0, 146.07, 146.1, 146.5, 151.7, 159.6, 170.0, 171 22.6, 24.8, 25.3, 25.4, 25.7, 26.0, 29.1, 29.7, 30.6, 31.4, 31.6, 32.6, 32.7, 36.3, 50.7, 55.3, 68.2, 85.1, 114.6, 131.0, 135.4, 136.8, 139.5, 140.0, 141.5, 141.8, 142.0, 142.1, 142.2, 142.22, 142.4, 142.7, 142.73, 142.9, 143.1, 143.2, 143.7, 144.2, 144.3, 144.6, 145.2, 145.23, 145.35, 145.38, 145.44, 145.48, 145.76, 145.79, 145.9, 146.0, 146.2, 146.39, 146.43, 146.6, 147 1 24.7, 24.9, 25.4, 25.6, 26.0, 26.1, 30.7, 32.1, 32.3, 33.4, 40.9, 50.5, 55.6, 79.0, 84.4, 94.9, 128.2, 129.4, 129.6, 134.7, 135.1, 135.6, 136.0, 136.5, 137.3, 139.5, 139.8, 139.9, 140.1, 141.65, 141.79, 141.97, 142.13, 142.20, 142.30, 142.57, 142.64, 142.70, 142.84, 142.99, 143.07, 143.91, 144.33, 144.48, 145.03, 145.08, 145.15, 145.21, 145.36, 145.42, 145.47, 145.53, 145.79, 145.85, 145.95, 146.00, 146.06, 146.11, 146.36, 146.45, 146.8, 147.0, 147.5, 148.2, 148.9, 149.6, 151 25.4, 25.6, 26.1, 26.2, 30.9, 32.0, 32.4, 32.5, 33.4, 50.6, 55.5, 55.7, 78.6, 84.3, 90.5, 113.7, 127.3, 131.0, 134.3, 136.3, 136.6, 137.7, 139.6, 139.7, 140.03, 140.04, 141.67, 141.71, 141.85, 141.94, 142.01, 142.05, 142.15, 142.25, 142.34, 142.59, 142.63, 142.64, 142.66 , 142.70, 142.85, 143.00, 143.12, 143.93, 144.32, 144.50, 144.53, 145.02, 145.14, 145.27, 145.34, 145.43, 145.49, 145.54, 145.58, 145.79, 145.86, 145.97, 146.00, 146.05, 146.11, 146.34, 146.36, 146.93, 146.98, 147.08, 147.34, 148.9, 149.9, 152.1, 153.3, 153.4, 161.3, 172 1154.2437. 8, 25.0, 25.3, 25.5, 26.1, 26.2, 30.9, 32.1, 32.5, 33.5, 50.6, 55.9, 78.3, 84.1, 91.2, 114.1, 118.1, 130.0, 132.0, 134.2, 136.5, 136.7, 138.0, 139.2, 139.6, 140.0, 140.14, 140.21, 141.70, 141.73, 141.92, 142.00, 142.09, 142.18, 142.38, 142.65, 142.70, 142.78, 142.91, 143.06, 143.12, 143.17, 143.87, 144.28, 144.52, 144.55, 145.14, 145.19, 145.30, 145.40, 145.44, 145.50, 145.68, 145.84, 145.88, 145.94, 146.04, 146.07, 146.10, 146.17, 146.39, 146.43, 146.45, 147.1, 147.2, 147.8, 148.5, 151.6, 152.6, 153.3, 170.0, 171.5 25.5, 25.7, 26.3, 26.4, 31.0, 32.2, 32.6, 32.8, 33.7, 50.7, 55.8, 77.7, 85.3, 91.8, 116.4 136.8, 137.8, 139.7, 140.1, 140.4, 141.8, 141.90, 141.99, 142.08, 142.09, 142.10, 142.20, 142.25, 142.34, 142.48, 142.73, 142.75, 142.77, 142.79, 142.83, 142.97, 143.14, 143.28, 144.1, 144.5, 144.6, 144.7, 145.27, 145.29, 145.60, 145.66, 147.70, 147.77, 145.94, 146.04, 146.07, 146.11, 146.17, 146.23, 146.27, 146.51, 146.54, 146.7, 147.2, 147.2, 147.5, 148.4, 149.1, 151.9, 152.9, 153.5, 159.6, 161.1, 166.5, 171.9 21.8, 22.7, 26.0, 26.1, 29.2, 29.3, 29.4, 29.44, 29.5, 29.6, 29.7, 29.71, 29.73, 29.74, 29.77, 30.3, 31.9, 69.3, 70.2, 73.7, 106.7, 119.6, 135.9, 136.0, 137.4, 139.1, 139.4, 140.5, 140.58, 141.4, 141.5, 141.6, 141.7, 142.1, 142.16, 142.18, 142.2, 142.3, 142.39, 142.6, 142.7, 142.8, 143.1, 143.2, 144.4, 144.7, 144.8, 145.3, 145.38, 145.4, 145.5, 145.7, 145.8, 145.9, 146.2, 146.26, 146.3, 146.39, 146.4, 146.5, 146.8, 146.9, 147.2, 147.5, 147.6, 148.8, 149.3, 153.3, 153.5, 162 This plane is in turn divided in four sectors by two other planes: one that goes through the 6-6 bond and the second one which bisects the 6-6 single bond ( Figure S1 ). Thus, pyrrolinofullerenes 2a-j formed from Cu(I)/(13) catalytic complex showed in their Circular Dichroism (CD) spectra a positive CE. This is consistent with the configuration in which carbonyl moieties are placed in a positive quadrant that corresponds to R stereochemistry (blue line, Figure S2 ). Likewise, the negative CE
Synthesis of (S)-
S45
corresponding to the Cu(I)- (14) system, is assigned to the configuration S in which the carbonyl unit is localized on the negative quadrant (red line, Figure   S2 ). 
